1. 1 H NMR, 13 C NMR spectra of ligands and complexes Fig. S1a . 1 H NMR spectra for ligand L 1 measured in (CD3)2SO. 1 H NMR ((CD3)2SO, 300 MHz): δ (ppm) -12.38 (s, 0.7H, NH(i/j)); 11.53 (s, 0.7H, NH(i/j)); 7.89 (s, 1H, Hh); 7.78 (s, 1H, Hf); 7.31 (s, 3H, Hb,c,g); 7.01 (s, 2H, Ha,d); 4.37 (s, 0.7H, NH(i/j)); 3.56 (s, Me(e)).
Fig. S1b
. 1 H NMR spectra for ligand L 1 measured in (CD3)2SO with K2CO3. 1 H NMR ((CD3)2SO + K2CO3, 400 MHz) δ = 7.80 (s, 1H, Hh); 7.77 (s, 1H, Hf); 7.38 (s, 1H, Hg); 7. 32-7.28 (dd, 2H, J = 5.8, 3.2 Hz, Hb, c); 7.00-6.96 (dd, 2H, J = 5.9, 3.2 Hz, Ha,d); 3.56 (s, Me(e)). Fig. S2 . 13 C NMR spectra for ligand L 1 measured in (CD3)2SO. 13 C NMR ((CD3)2SO + K2CO3, 75 MHz): δ (ppm) -154. 5, 138.7, 137.3, 131.9 (2C), 128.9, 125.2, 119.9 (2C) , 112.7 (2C), 31.1. 1 H NMR ((CD3)2SO, 300 MHz): δ (ppm) -12.33 (s, 1H, NH(i)); 11.66 (s, 1H, NH(j)); 7.70 (s, 1H, Hf); 7.45-7.28 (m, 3H, Hb, c, g); 7.10-6.99 (m, 3H, Ha, d, h) ; 3.59 (s, Me(e)).
Fig. S4
. 13 C NMR spectra for ligand L 2 measured in (CD3)2SO. 13 C NMR ((CD3)2SO, 75 MHz): δ (ppm) -154. 2, 144.9, 143.3, 134.1, 129.8, 127.8, 121.2, 120.4, 118.2, 116.9, 109.7, 31.7. 1 H NMR ((CD3)2SO, 300 MHz): δ (ppm) -11.25 (s, 1H, H(j)), 7.81 (s, 1H, H(f)), 7. 3H, Hb, c, h), 3H, Ha, d, i) , 4.01 (s, Me(g)), 3.65 (s, Me(e)). 4, 142.6, 144.1, 134.1, 129.8, 128.4, 124.3, 120.8, 119.8, 116.2, 110.1, 35.1, 31.6 . 7.47 (m, 2H, Hc, d) ; 7.23 (s, 1H, Hg); 6.73 (t, 1H, J = 5.0 Hz, Hb); 6.40 (s, broad, NH); 3.59 (s, Me(e)). 4, 147.0, 137.7, 136.0, 131.6, 125.6, 125.4, 115.6, 109.7, 29.7 . 1H, J = 7.9 Hz, Hc); 7.62 (s, 1H, Hf); 7.10 (s, 2H, Hg, Hh); 6.87 (t, 1H, J = 5.5 Hz, Hb); 3.61 (s, Me(e)).
Fig. S10
. 13 C NMR spectra for ligand L 5 measured in CD3OD. 13 C NMR (CD3OD, 75 MHz): δ (ppm) -157. 2, 149.9, 146.5, 145.1, 137.6, 124.2, 115.9, 109.9, 99.9, 28.6 6.75 (t, 2H); 6.29 (s, 2H); 4.28 (s, 6H); 3.92 (s, 6H). (6) 2.318 (6) 2.543 (6) 2.2518 (7) 2.2883 (7) 2.2538 (17) 2.3045 (17) 2.4771 (17) 2.2584 (6) 2.3365 (6) 2.3890 (6) Fe1-O 2.1217 (17) angles 174.7(4) 173.0(2) 147.1 (6) 169.43 (5) 169.00 (6) 146.11 (8) 173.34 (7) 172.20 (15) 147.2 (2) 178.07 (5) 171.30 (2) 147.17 (7) A/B 7.1(12) 2.14(13) 7.3(3) 6.52 (9) B/C 6.9(15) 4.50 (16) 8.3(4) 3.05 (10) A/C 10.7(9) 3.80 (14) 10.4(4) 6.31(12) 7 8 9 10 12
ESI-MS spectra of ligand and complexes
Fe1-N3 (N1) 2.152 (3) 2.140 (3) 1.987 (5) 2.003 (5) 2.164 (2) 2.132 (2) 1.9571 (14) 1.941 (7) 1.956 (7) Fe1-N12 2.184 (3) 2.183 (3) 1.957 (4) 1.976 (4) 2.173 (3) 2.199 (3) 1.9521 (14) 1.888 (6) 1.891 (7) Fe1-N15 2.191 (3) 2.173 (3) 1.997 (5) 2.008 (5) 2.207 (3) 2.132 (2) 1.9014(13) 1.984 (7) 1.996 (7) angles 166.00 (10) 145.85 (11) 143.14 (11) 171.91 (18) 158.22 (19) 158.13 (19) 163.79 (9) 146.17 (9) 146.09 (9) 1.8988 (13) 177.5(3) 162.1 (3) 161.9 (3) 1.9715 (14) A/B 9.55 (15) 10.20 (14) 6.7 (3) 3.3 (3) 14.05 (7) 6.67 (9) 1.9558(14) 1.9(3)
3.4(3)
B/C 14.34 (17) 8.8 (2) 8.2 (4) 3.5(4) 5.97 (12) 7.02 (14) 176.05(6) 1.1(3)
5.3(3)
A/C 15.90 (17) 18.69 (18) 6.1 (4) 3.1 (4) 17.88 (8) 13.55 (12) 161.93(6) 1.9(4)
7.8(4)
A/A' 86.41 (7) 83.36 (10) (13) 130 Symmetrycodes: i 1-x,-1-y,1-z; ii 1-x,-y,2-z; iii 3/2-x,1/2+y,1/2-z; iv -x,1-y,1-z; v -1+x,y,z; vi 1/2+x,1/2+y, z; vii -1/2+x,1/2+y,z; viii 1-x,1/2+y,3/2-z; ix x,1+y,z;
x -x,1/2+y,3/2-z; xi -1+x,y,z; xii ; xiii 2-x,1-y,1-z. The spectra of the oxidation reaction of 2-aminophenol using complexes with a "open" system as catalysts: Fig. S37 . The spectral profile showing the growth of 2-aminophenoxazine-3-one at 433 nm due to addition of complex 2 to 2-aminophenol dissolved in methanol. The spectra were recorded under aerobic conditions during three days (left). Plot of rate vs concentration for complex 2 (middle).
Spectra of the oxidation reactions
Linewear-Burk plot of phenoxazinone synthase like activity for complex 2 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 3 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 4 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 5 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 6 (right).
The spectra of the oxidation reaction of 2-aminophenol using complexes with a "closed" system as catalysts: Linewear-Burk plot of phenoxazinone synthase like activity for complex 9 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 10 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 11 (right). Linewear-Burk plot of phenoxazinone synthase like activity for complex 12 (right). 
Biological spectra

